WORLD INTELLECTUAL PROPERTY ORGANIZATION 
International Bureau 



mm 



PCT 

INTERNATIONAL APPLICATION PUBLISHED UNDER THE PATENT COOPERATION TREATY (PCT) 



(51) International Patent Classification 5 : 
BOU 19/24, 10/00, C07C 45/50 



Al 



(11) Internationa] Publication Number: WO 94/29018 

(43) International Publication Date: 22 December 1994 (22.12.94) 



(21) International Application Number: PCT/EP94AH936 

(22) International Filing Date: 14 June 1994 (14.06.94) 



(30) Priority Data: 
9312225.7 



14 June 1993 (14.06.93) 



GB 



(71) Appficant (for all designated States except US)i EXXON 

CHEMICAL PATENTS INC [US/US]; 1900 East Linden 
Avenue, linden, NJ 07036 (US). 

(72) Inventors; and 

(75) Inventors/Applicants (for US only)-. DE RJJKE, Jan, Martin 
[NL/NL]; Stenoven 15, NL-3233 AZ Oostvooine (NL). 
GARTON, Ronald, Dean [US/US]; 8350 Myrtlelake Drive, 
Baton Rouge, LA 70810 (US). BECKERS, Hubextus, Jozeph 
[NL/NL]; Rietdijk 8A, NL-3233 KE Oostvoome (NL). 

(74) Agents: BAWDEN, Peter, Charles et al.; Exxon Chemical 
limit** Exxon Chemical Technology Centre, P.O. Box 1, 
Abingdon, Oxfordshire OX13 6BB (GB). 



(81) Designated States: BR, CA, CN, JP. KP, KR, US, European 
patent (AT, BE, CH, DE, DK, ES, FR, GB, GR, EE, IT, LU, 
MC, NL, FT, SE>. 



Published 

With international search report 

Before the expiration of the time limit for amending the 
claims and to be republished in the event of the receipt of 



(54) Title: EXOTHERMAL PROCESS CARRIED OUT IN A LOOP-TYPE APPARATUS 



OXO PRODUCT 




~? FEED \j* 



i OLEFIN 
+ 

COBALT 



(57) Abstract 

An exothermic chemical reaction, for example, hydroformylation, is carried out in a series of loop reactors (10, 20, 30). Fresh 
reactant feed is supplied not only to the first reactor (10) in the series but also to the second reactor (20), thereby achieving improved 
overall throughput while maintaining a stable temperature in at least the first reactor (10). 



FOR THE PURPOSES OF INFORMATION ONLY 



Codes used to identify States party to the PCT on the front pages of pamphlets publishing international 
applications under the PCT. 



AT 


Austria 


GB 


United Kingdom 


MR 


Mauritania 


AU 


Australia 


GE 


Georgia 


MW 


Malawi 


BB 


Barbados 


GN 


Guinea 


NE 


Niger 


BE 


Belgium 


GR 




NL 


Netherlands 


BF 


tsuncm r tso 


HU 


Hungary 


NO 


Norway 


BG 


Bulgaria 


IE 


Ireland 


NZ 


New Zealand 


BJ 


Benin 


IT 


Italy 


PL 


Poland 


BR 


Brazil 


JP 


Japan 


FT 


Portugal 


BY 


Belarus 


KE 


Kenya 


RO 




CA 


Canada 


KG 


Kyrgystan 


RU 


Russian Federation 


CF 


Central African Republic 


KP 


Democratic People's Republic 


SD 


Sudan 


CG 


Congo 




of Km 


SE 


Sweden 


CH 


Switzerland 


KR 


Republic of Korea 


SI 


Slovenia 


a 


C6ce d'lvoire 


KZ 


Kazakhstan 


SK 


Slovakia 


CM 


Cameroon 


LI 




SN 


Senegal 


CN 




LK 


Sri Lanka 


TD 


Owl 


CS 


Czechoslovakia 


LU 


Luxembourg 


TG 


Togo 


cz 


Czech Republic 


LV 


Latvia 


TJ 


Tajikistan 


DE 


Germany 


MC 


Monaco 


TT 




DK 


Denmark 


MD 


Republic of Moldova 
Madagascar 


DA 


Ukraine 


ES 


Spain 


MG 


US 




Fl 


Finland 


ML 


Mali 


VZ 


Uzbekistan 


FR 


France 


MN 


Mongolia 


VN 


Viet Nam 


GA 


Gabon 











PCT/EP94/01936 

WO 94/29018 



- 1 - 



EXOTHERMAL PROCESS CARRIED OUT IN A LOOP-TYPE APPARATUS 
This invention relates to a chemical process, to 
apparatus for carrying out the process, and especially to 
a process carried out in a series of loop reactors, and 
more especially to hydrof ormylation carried out in such a 
series* 

U.S. Patent No. 4,239,930 (Allphin et al., assigned 
' to Pear sail Chemical Company) describes the use of a 
series of liquid-filled pump-driven loop reactors for 
oligomerizing a-olefins in the presence of a promoted 
boron trifluoride catalyst. Fresh catalyst is pumped 
into each reactor in parallel, the entire olefin reactant 
feed being fed to the first reactor in the series. 

U.S. Patent No. 4,342,876 (Klingman, assigned to 
Bechtel international Corporation) describes the use of a 
loop reactor, in which circulation is gas-driven with 
excess gas being vented from the top of the reactor, in 
the oxidation of p-xylene and mentions the possibility of 
operating a number of such induced-flow reactors in 
series . 

U.S. Patent No. 4,312,837 (Papp et al. , assigned to 
Produits Chimiques Ugine-Kuhlmann) describes an improved 
loop reactor for use in hydrof ormylation , the effect of 
the improvement being to retain some gas in the reaction 
mixture in the downward or return section of the loop. 
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in the Example, the use of a series of three reactors is 
described. 

It has been found, however, that at high throughputs 
temperature cycling of high amplitude takes place in the 
lead reactor in a series. These temperature 
instabilities could not be controlled by external 
cooling, and throughput reductions were necessary, 
resulting in a loss of efficiency. 

The present invention provides a process for 
carrying out an exothermic chemical reaction in apparatus 
comprising a series of loop reactors, which comprises 
feeding reactants into the first reactor, transferring 
therefrom mixed reactants and reaction product to the 
second and any subsequent reactor in turn, and feeding a 
portion of at least one reactant directly to the second 
or a subsequent reactor. 

More especially, the invention provides a process 
employing gaseous and liquid reactants, in which the 
material transferred from the first reactor is a mixture 
of reaction product and reactants, more particularly both 
gaseous and liquid reactants. In this case, it is 
advantageously a portion of a gaseous reactant that is 
fed directly to the second or subsequent reactor, 
optionally together with a portion of a liquid reactant. 

More especially, the invention provides a process 
for hydroformylation of an olefin feedstock by syn gas in 
a series of loop reactors, which comprises feeding the 



WO 94/29018 



PCTJEF94/01936 



- 3 - 



olefin feedstock and syn gas to the first reactor, 
transferring therefrom mixed hydrof ormylation products 
and reactants to the second and any subsequent reactors 
in turn, and feeding a portion of syn gas directly to 
the second or a subsequent reactor. 

Advantageously, a portion of both the syn gas and 
olefin feedstock is fed directly to the second or 
subsequent reactor. 

It will be understood that by -directly" in the 

-the reactant or feedstock 
paragraphs above is meant that the react 

is fed to the second or subsequent reactor without its 

having passed through a previous reactor. 

The bypass of gaseous reactant enables the liquid 

reactant feed rate to he increased. However, at a 
certain feed rate, temperature oscillations recur, of a 
type known in the literature as .'limit cycles". These 
are thermokinetic instabilities; at this point the 
capacity of the first reactor has been reached and liquid 
reactant is desirably also bypassed to the second or 

subsequent reactor. 

The reader is referred to "Analysis of Limit Cycles 
in an Industrial Oxo Reactor", Vleeschhouwer , Carton, and 
Fortuin, Chem. Eng. Sci., 1992, 47, 2547, for a 
discussion of such temperature oscillations in loop 
reactors - 

The present invention also provides apparatus 
comprising a series of loop reactors, each reactor being 
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provided with reactant inlet means and product outlet 
means, the or each product outlet means of each reactor 
except the last being connected to the reactant inlet 
means of the next subsequent reactor, at least the second 
reactor being provided with means for supplying reactant 
in addition to that supplied by the product outlet means 
from the previous reactor. 

More especially, the invention provides a hydro- 
formylation reactor train comprising a series of loop 
reactors, the first reactor in the series being provided 
with olefin reactant feed means and syn gas feed means 
and product outlet means, each subsequent reactor being 
provided with reactant inlet means and product outlet 
means, the or each product outlet means of each reactor 
except the last being connected to the reactant inlet 
means of the next subsequent reactor, at least the second 
reactor being provided with means for supplying syn gas 
and optionally olefin reactant in addition to that 
supplied by the product outlet means from the previous 
reactor . 

Advantageously, the second reactor is provided with 
means for supplying both additional syn gas and olefin 
reactant. 

Typically each loop reactor will comprise at least 
two vertical tubes, means connecting the tops of the 
tubes and means connecting the bottoms, at least one of 
the vertical tubes being provided with cooling means. 
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The tubes may be side by side or concentric. 

Advantageously, in both the apparatus and the hydro- 
formylation reactor train according to the invention 
circulation of reactants through each loop reactor is 
effected without the need for an external power supply, 
e.g. , a pump, circulation being induced by the introduc- 
tion of a reactant, especially a gaseous reactant. 

As indicated above, it has been found that by 
providing an independent reactant feed to at least the 
second of the loop reactor series improved temperature 
stability results in the first reactor, allowing higher 
throughput in the reactor train. 

Accordingly, the invention also provides, in 
apparatus comprising a series of loop reactors for 
carrying out exothermic reactions, the use of a bypass 
reactant feed line to at least the second loop reactor to 
improve reaction temperature stability in at least the 
first reactor. 

More especially the invention also provides in a 
hydrof ormylation reactor train comprising a series of 
loop reactors, the first of which is provided with means 
for supplying the syn gas and means for supplying olefin 
reactant, the use of a syn gas bypass feed line to at 
least the second loop reactor to improve temperature 
stability at least in the first reactor. Advantageously, 
there is provided, for the same purpose, an olefin 



WO 94/29018 



PCT/EP94/01936 



- 6 - 



reactant bypass feed line to at least the second loop 
reactor. 

The invention will be described below in more detail 
for simplicity with reference to a hydrof ormylation 
reaction but it will be understood that the principles of 
operation are more generally applicable. 

The hydroforraylation reaction, or oxo reaction, 
comprises the reaction of an olefinic species containing 
n carbon atoms with carbon monoxide and hydrogen (syn- 
thesis gas or syn gas) to yield an aldehyde and/or 
alcohol having n + 1 carbon atoms. The reaction is 
normally carried out in the presence of a catalyst, 
usually a carbonyl, and more especially hydrocobalt 
carbonyl or dicobalt octacarbonyl . 

The cobalt carbonyl is soluble or dispersible in 
the olefin, and is accordingly normally fed to a reactor 
together with the olefin, the conditions in the reactor 
being such as to maintain the olefin feed in the liquid 
phase . 

The syn gas may be fed to the reactor through a 
separate inlet from that for the olefin feed, or the 
reactants may be mixed before being fed to the reactor. 
The temperature is maintained within a desired range by 
cooling, e.g., by using a water jacket. These general 
conditions apply to the first reactor in a series of 
loop reactors, when used in accordance with known 
techniques, subsequent reactors being fed with the 
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mixture of reaction products and unreacted starting 
materials from the preceding reactor. 

in accordance with the invention, a proportion of 
the syn gas feed is fed directly to the second loop 
reactor. This proportion may conveniently be up to 50%, 
advantageously from up to 30%, preferably the lowest 
proportion needed to maintain stable temperature 
conditions in the first reactor at the desired input 
rate - 

If a proportion of the olefin feed also is fed 
directly to the second loop reactor, the proportion may 
conveniently be up to 50%, but again is preferably as 
low as needed to maintain first reactor stability. 

The hydroformylation process of the invention may 
be carried out using any catalyst known in the art for 
catalysing hydroformylation reactions generally; 
conveniently, hydrocobalt carbonyl or dicobalt 
octacarbonyl is employed in catalytically effective 
proportions, e.g., from 0.05 to 3%, measured as metal, by 
weight, based on the weight of olefin feed, preferably in 
the range of from 0.05 to 1%, and more preferably from 

0.25 to 0.5%. 

in a four train oxo reactor train, it is within the 
scope of the invention to bypass the first reactor with 
two thirds of the total olefin and gas feed, one third of 
the feeds going to each of the second and third reactors; 



WO 94/29018 



PCT/EP94/01936 



- 8 - 

in this case, an increased catalyst concentration may be 
desirable . 

The molar ratio of syn gas to olefin may 
conveniently be within the range of from 0*5:1 to 5:1, 
advantageously from 1:1 to 3:1 and preferably about 2:1. 
The volume ratio of hydrogen to carbon monoxide in the 
syn gas may be within the range of from 0.5:1 to 3:1, 
advantageously from 0.9:1 to 2:1, and preferably from 1:1 
to 1.5:1. 

The temperature of the reaction will depend on the 
identity of the olefin feed but is typically in the 
range of from 12 0 to 19 0 °C. For a C 9 feed, a temperature 
in the range of from 165 to 190°C may conveniently be 
employed, advantageously from 170 to 190°C, and 
preferably about 175°C, measured at the reactor outlet. 
A pressure of from 15 to 3 5 MPa may conveniently be 
employed, advantageously from 25 to 35 MPa, and 
preferably about 30 MPa. 

Any olefin may be oxonated by the process of the 
invention, for example, from C 2 to C 2 o/ advantageously C 4 
to C 16 , preferably C 6 to C 12 , olefins, especially 
alkenes of such carbon numbers, which may be linear or 
branched. 

One form of reactor train constructed in accordance 
with the invention will now be described in greater 
detail by way of example only with reference to the 
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accompanying drawings, in which the sole figure is a flow 
diagram* 

As shown in the Figure, a first loop reactor 10 is 
provided with a feed inlet 12 and a product outlet 14. 
The right-hand vertical section of the loop, the downleg, 
is provided with a heat exchanger 16 through which 
cooling water is passed. Second and third loop reactors 
2 0 and 3 0 are similarly equipped. The outlet 14 from the 
first reactor 10 is connected by line 22 to the inlet 12 
of the second reactor 20, and correspondingly the outlet 
14 from the second reactor 20 is connected by line 24 to 
the inlet 12 of the third reactor. An olefin reactant 
line 2 6 is connected to the inlet 12 of the first reactor 
10 and by a bypass line 28 to the line 22. (In practice, 
the olefin may be fed through more than one line to the 
first reactor, with the desired proportion of catalyst 
for the reaction being included in one or some only of 
the lines. The bypass may be taken from an olefin feed 
containing, or one not containing, the catalyst.) 
Similarly a syn gas line 3 2 is connected to the inlet 12 
of the first reactor 10 and by a bypass line 34 to the 
line 22. 

The outlet 14 of the third reactor 3 0 is connected 
to a product line 36. 

In operation, olefin and catalyst are fed by line 26 
and fresh syn gas by line 32 to the inlet 12 of the 
first loop reactor 10 and by lines 28, 34 and 22, to the 
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inlet 12 of the second reactor 20. In the first reactor 
10 the reactants are circulated in the direction of the 
arrows, the exothenn of the reaction being controlled by 
the flow of temperature controlled cooling water through 
the heat exchanger 16. A minor proportion of the 
reaction mixture is removed through the outlet 14 and 
transferred, together with fresh syn gas and olefin 
feedstock, by the line 22 to the second reactor 20. The 
major proportion of the reaction mixture continues to 
circulate in the first reactor. The internal circulation 
rate is advantageously from 10 to 2 5 times the liquid 
feed flow rate, enabling the loop reactor to function as 
a continuous stirred tank reactor with only very small 
temperature and concentration gradients. 

In the second and third reactors 20 and 30 , further 
reaction takes place, and product is taken off through 
the line 36. 

The following examples illustrate the invention. 

EXAMPLE 1 

To a three reactor series as described above were 
fed an olefin feedstock, containing 99% by weight iso- 
nonene and 1% isononane, mixed with 0.362 wt % cobalt 
(measured as metal, in the form of hydrocobalt 
carbonyl), and syn gas, H 2 :CO 1.4:1 by volume, in a 
total molar proportion of olefin: syn gas of 1:2.58. The 
total olefin feed was passed to the first reactor, while 



WO 94/29018 



PCT/EP94/01936 



- 11 - 



80% of the syn gas was passed to the first reactor and 

20% to the second. 

All the reactors were maintained at a temperature of 
about 172«»C, measured at the reactor outlet. 

Analysis of the degassed oxo product taken from the 
outlet from the third reactor showed that it contained 
7.7% by weight of unreacted nonenes, indicating a 
conversion rate of 90.6%. 

Observation of the first reactor outlet temperature 
showed a substantially constant temperature of about 
172 °C, on which was superimposed a small periodic 
oscillation, of amplitude about X*C and period about 1 
minute . 

To effect a comparison, the bypass line 34 was 
closed, the total volume of syn gas now passing through 
the first reactor, the remaining operating conditions 
being retained. The first reactor outlet temperature 
now varied between 165 -C and 185°C in the course of 20 
minutes, with superimposed oscillations of amplitude up 
to 15°C and period about 90 seconds. After 1 hour of 
unstable operation, the bypass line 3 4 was reopened to 
enable 20% of the syn gas to be fed to the second 
reactor, and as a consequence the first reactor returned 
to its previous steady state operation. 

Without syn gas bypass, stable operation was 

achievable only at a throughput at most approximately 85% 

of that available with syn gas bypass. 
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EXAMPLE 2 

To a three reactor series as described above were 
fed an olefin feedstock, containing 99% by weight iso- 
nonene and 1% isononane, mixed with 0.362 wt % cobalt 
(measured as metal, in the form of hydrocobalt 
carbonyl), and syn gas, H 2 :CO 1.4:1 by volume, in a 
total molar proportion of olefinrsyn gas of 1:2.95. 80% 
of the olefin feed was passed to the first reactor and 
20% to the second reactor/ while 75% of the syn gas was 
passed to the first reactor and 25% to the second. 

All the reactors were maintained at a temperature of 
about 175°C / measured at the reactor outlet. 

The degassed oxo product taken from the outlet from 
the third reactor was analysed and found to contain 9.2% 
by weight unreacted nonenes, indicating an 8 8.7% 
conversion factor . 

Observation of the first reactor outlet temperature 
showed a substantially constant temperature of about 
17 5 °C, on which was superimposed a small periodic 
oscillation, of amplitude about 3°C and period about 1 
minute. When the reactor train was operated at the same 
throughput with all the olefin feedstock passing through 
the first reactor, the first reactor outlet temperature 
varied between 140°C and 180°C in a limit cycle with a 
period of about 25 minutes, with superimposed 
oscillations of amplitude up to 5*C and a period of about 
8 0 seconds. 
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By incorporating reactant feed bypass, the maximum 
throughput through the reactor series consistent with 
temperature stability was increased by about 40%, 
compared to the maximum throughput available with neither 
S yn gas nor olefin feed bypass. Taking into account the 
slight reduction in conversion factor, the mass of 
olefin converted was increased by about 35%. 
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CLAIMS ; 

1. A process for carrying out an exothermic 
chemical reaction in apparatus comprising a series of 
loop reactors, which comprises feeding reactants into 
the first reactor, transferring therefrom mixed reactants 
and reaction product to the second and any subsequent 
reactor in turn, and feeding a portion of at least one 
reactant to the second or subsequent reactor without its 
having passed through a previous reactor, 

2. A process for hydrof ormylation of an olefin 
feedstock by syn gas in a series of loop reactors, which 
comprises feeding the olefin feedstock and syn gas to the 
first reactor, transferring therefrom mixed hydro- 
formylation products and reactants to the second and any 
subsequent reactors in turn, and feeding a portion of syn 
gas to the second or a subsequent reactor without its 
having passed through a previous reactor. 

3- A process as claimed in claim 2, wherein syn 

gas and olefin feedstock are both fed directly to the 
second or subsequent reactor. 

4. Apparatus comprising a series of loop 

reactors, each reactor being provided with reactant inlet 
means and product outlet means, the or each product 
outlet means of each reactor except the last being 
connected to the reactant inlet means of the next 
subsequent reactor, at least the second reactor being 
provided with means for supplying reactant in addition to 
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that supplied by the product outlet means from the 

previous reactor. 

5. A hydroformylation reactor train comprising 

a series of loop reactors, the first reactor in the 

series being provided with olefin reactant feed means and 

syn gas feed means and product outlet means, each 

subsequent reactor being provided with reactant inlet 

means and product outlet means, the or each product 

outlet means of each reactor except the last being 

connected to the reactant inlet means of the next 

subsequent reactor, at least the second reactor being 

provided with means for supplying syn gas and/ or olefin 

reactant in addition to that supplied by the product 

outlet means from the previous reactor. 

6. A reactor train as claimed in claim 5, 
wherein the second reactor is provided with means for 
supplying both additional syn gas and olefin reactant. 

7. The invention as claimed in any one of 
claims 1 to 6, wherein circulation of reactants through 
each loop reactor is effected by the introduction of a 
gaseous reactant. 

8. The invention as claimed in any one of 
claims 1 to 7, wherein there is a series of at least 

three reactors . 

9 _ in apparatus comprising a series of loop 

reactors for carrying out exothermic reactions, the use 
of a bypass reactant feed line to at least the second 
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loop reactor to improve reaction temperature stability in 
at least the first reactor. 

10. In a hydrof ormylation reactor train 
comprising a series of loop reactors, the first of which 
is provided with means for supplying the syn gas and 
means for supplying olefin reactant, the use of a syn gas 
bypass feed line to at least the second loop reactor to 
improve temperature stability at least in the first 
reactor. 

11. The use as claimed in claim 10 , which also 
comprises the use of an olefin reactant bypass feed line 
to at least the second loop reactor. 

12. The invention as claimed in any one of 
claims 1 to 11, wherein a reactant is syn gas, and 
wherein up to 50% syn gas fed to the reactor series is 
fed directly to the second or subsequent reactor. 

13. The invention as claimed in any one of 
claims 1 to 12, wherein a reactant is an olefin, and 
wherein up to 50% of the olefin fed to the reactor series 
is fed directly to the second or subsequent reactor. 

14. The invention as claimed in claim 13, 
wherein the olefin is a C 4 to C 16 alkene. 

15. Any new feature described herein or any new 
combination of hereindescribed features. 
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29-09-86 



FR-A-1503642 




NONE 






US-A-43 12837 


26-01-82 


FR-A- 


2430794 


08-02-80 






BE-A- 


877400 


02-01-80 






CA-A- 


1115498 


05-01-82 






DE-A.C 


2927979 


24-01-80 






W0-A- 


8203624 


28-10-82 






JP-C- 


1505621 


13-07-89 






JP-A- 


55013295 


30-01-80 






JP-B- 


63027331 


02-06-88 






NL-A- 


7905459 


15-01-80 



Form PCT/IS A/210 (patent tanfly 



i) Duty 1993) 



